General procedure (GP2)：2-Bromomesitylene (552 mg, 0.42 mL, 2.77 mmol, 8.00 eq.) was dissolved in 20 ml dry THF under protection of N2. n-BuLi (0.83 mL, 2.08 mmol, 2.5 M, 6.00 eq.)
was added dropwise at -78 °C. After 3 h, N,N'-diphenylquinacridone derivatives (0.35 mmol, 1.00 eq.) were added and the temperature was allowed to increase to r.t.. After stirring for another 12 h, the reaction was quenched by 1 ml water followed by adding SnCl2 (3.61 g, 19.0 mmol, 50 eq.) into the flask directly. After that, the mixture was stirred at r.t. for 1 h. The mixture was poured in 100 mL ethanol and the red precipitate appeared. The precipitate was collected by filtration and washed by water and ethanol.
7,14-Dimesityl-5,12-dihydro-5,12-bis(4-tert-butylphenyl)diazapentacene (Quino-tBu)
QA-tBu (200 mg, 0.35 mmol, 1.00 eq) was used with GP2 and Quino-tBu was obtained as a red powder. Yield: 97.9 mg, 0.13 mmol, 36%. Mp: > 400 °C (decomposition). 1 144.2, 141.5, 137.7, 137.4, 136.3, 133.4, 131.6, 129.6, 128.7, 128.2, 126.5, 126.0, 123.4, 122.7, 121.4, 113.8, 35.1, 31.6, 21.3, 19.7 137.6, 136.9, 133.7, 133.1, 132.0, 131.4, 128.8, 126.8, 126.2, 123.8, 121.7, 116.7, 114.0, 96.6, 55.8, 21.1, 19.9 ppm. IR: ν̃ = 2913 137.6, 136.9, 133.7, 133.1, 132.0, 131.4, 128.8, 126.8, 126.2, 123.8, 121.7, 116.7, 114.0, 96.6, 55.8, 21.1, 19.9 ppm. IR: ν̃ = , 2852 137.6, 136.9, 133.7, 133.1, 132.0, 131.4, 128.8, 126.8, 126.2, 123.8, 121.7, 116.7, 114.0, 96.6, 55.8, 21.1, 19.9 ppm. IR: ν̃ = , 1506 137.6, 136.9, 133.7, 133.1, 132.0, 131.4, 128.8, 126.8, 126.2, 123.8, 121.7, 116.7, 114.0, 96.6, 55.8, 21.1, 19.9 ppm. IR: ν̃ = , 1324 137.6, 136.9, 133.7, 133.1, 132.0, 131.4, 128.8, 126.8, 126.2, 123.8, 121.7, 116.7, 114.0, 96.6, 55.8, 21.1, 19.9 ppm. IR: ν̃ = , 1236 
Quino-tBu +•
To a stirring solution of Quino-tBu (50.0 mg, 63.9 µmol, 1.00 eq.) in 10 ml DCM, AgSbF6 (22.0 mg, 63.9 µmol, 1.00 eq.) in 1 ml CH3CN solution was added dropwise and the reaction mixture was stirred for 12 h at r.t. After that, the mixture was filtered and the solvent was removed under reduced pressure to give radical cation as a dark brown solid. Yield: 58.5 mg, 57.5 µmol, 90%. : ν̃ = 3057, 2958, 2917, 2867, 1556, 1385, 1248, 1160, 761, 643, 564 , 503 cm -1 .
IR

Quino-tBu 2+
To a stirring solution of Quino-tBu (50.0 mg, 63.9 µmol, 1.00 eq.) in 10 ml DCM, NOPF6 (22.3 mg, 128 µmol, 2.00 eq.) in 1 ml CH3CN solution was added dropwise and the reaction mixture was stirred for 12 h at r.t.. After that, the mixture was filtered and the solvent was removed under reduced pressure to give the dication as a deep green solid. 1, 157.1, 147.5, 144.5, 141.9, 138.0, 137.3, 134.9, 130.8, 130.4, 129.8, 129.3, 129.2, 129.1, 128.2, 123.4, 121.5, 36.0, 31.6, 21.8, 20.3 ppm. IR: ν̃ = 2958 1, 157.1, 147.5, 144.5, 141.9, 138.0, 137.3, 134.9, 130.8, 130.4, 129.8, 129.3, 129.2, 129.1, 128.2, 123.4, 121.5, 36.0, 31.6, 21.8, 20.3 ppm. IR: ν̃ = , 2920 1, 157.1, 147.5, 144.5, 141.9, 138.0, 137.3, 134.9, 130.8, 130.4, 129.8, 129.3, 129.2, 129.1, 128.2, 123.4, 121.5, 36.0, 31.6, 21.8, 20.3 ppm. IR: ν̃ = , 2867 1, 157.1, 147.5, 144.5, 141.9, 138.0, 137.3, 134.9, 130.8, 130.4, 129.8, 129.3, 129.2, 129.1, 128.2, 123.4, 121.5, 36.0, 31.6, 21.8, 20.3 ppm. IR: ν̃ = , 1609 1, 157.1, 147.5, 144.5, 141.9, 138.0, 137.3, 134.9, 130.8, 130.4, 129.8, 129.3, 129.2, 129.1, 128.2, 123.4, 121.5, 36.0, 31.6, 21.8, 20.3 ppm. IR: ν̃ = , 1533 560 cm -1 . for Quino-CF3 versus TAP 2-, Quino-CF3 1+ versus TAP 1-, and Quino-CF3 2+ versus TAP. The MO numbers are indicated below the MO pictures, where the MO numbers in respective neutral species are written in parentheses. The Quino-CF3 and TAP species were computed at B3LYP/6-311G**/DCM and CAM-B3LYP/6-311++G**/THF level of theory, respectively. 
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S5. Electrochemistry
The cyclic voltammetry (CV) experiments were carried out using a gold working electrode, a platinum/titanium wire auxiliary electrode, a silver wire reference electrode, a 0.1 M NBu4PF6 solution in degassed DCM, and ferrocene/ferrocenium as the reference redox system and internal standard (−4.8 eV). [1] Figure S7 . Cyclic voltammograms of a) Quino-tBu, b) Quino-OMe, and c) Quino-CF3. Full-matrix least-squares on F 2 Data/restraints/parameters 4427 / 96 / 340 Goodness-of-fit on F 2 1.03 Final R indices (I>2sigma(I)) R1 = 0.055, wR2 = 0.143 Largest diff. peak and hole 0.70 and -0.55 eÅ -3
